(6 mL). The reaction mixture was stirred for 15 h at 50°C. The solvent was removed under reduced pressure and the obtained orange residue was washed with n-hexane to yield an orange-red powder, which was dried in vacuo. Yellow-orange crystals suitable for X-ray diffraction were obtained by slow concentration of a THF solution. Yield: 0.89 g (44%) (calculated for {Na(THF) 2 Reliable data of an elemental analysis could not be obtained, presumably due to the nonstoichiometric amount of coordinated solvent molecules. The purity was checked by 13 C NMR spectroscopy.
UV (THF) 287 nm, 464 nm 175°C mp. (decompos.)

Reaction of sodium phosphide with two equivalents of 2,6-diisopropylphenyl isocyanate
A solution of 2,6-diisopropylphenyl isocyanate (248 mg, 1.22 mmol) in DME (1 mL) was added drop wise at room temperature to a suspension of sodium phosphide NaPH 2 (50 mg, 0.61 mmol) in DME (1 mL). After refluxing for 5 min the reaction mixture was analyzed by 31 P NMR spectroscopy. 31 General procedure for the reaction of [Na(OCP)(dioxane) 2.5 ] with phenyl (2b), cyclohexyl (2c) and n-butyl (2d) isocyanate in the ratio 1: 8 A solution of isocyanate (8 eq., ca. 2.64 mmol) in THF (2 mL) was added drop-wise at room temperature to a solution of [Na(OCP)(dioxane) 2.5 ] (0.10 g, 0.33 mmol) in THF (2 mL). The solution was stirred for 1 hour at room temperature and a color change to yellow was observed.
Investigation of the reaction solutions by 31 P and 13 C NMR spectroscopy revealed the formation of compounds Na [5] , Na [6] and 7 and the characteristic data for these compounds are summarized in After 10 min stirring at room temperature, a 31 P NMR spectrum of the reaction mixture was recorded to ensure that the sample contains no Na(OCP). Then a solution of toluene diisocyanate (TDI) (236 mg, 1.36 mmol) in THF (2 mL) was added drop wise at room temperature. After 5 min stirring a 31 P NMR spectrum of the reaction mixture was recorded, showing a broad signal (δ 31 P (ppm) = −60 to −75), which is assigned to a mixture of phosphoranides. To form a polyurethane, a solution of 1,4-cyclohexandimethanol (190 mg, 1.6 mmol) in THF (1.0 mL) was added drop-wise at room temperature. Immediately after the addition no change in the 31 P NMR spectrum was observed. After 12 h stirring at room temperature the 31 P NMR spectrum showed still the broad signal of the TDI/Cy-phosphoranides (δ 31 P (ppm) = −60 to −75). Finally an excess (0.5 mL, 0.55 g, 4.6 mmol) of phenyl isocyanate was added to the reaction mixture. After 1 h standing at room temperature a colorless crystalline material was formed which was identified by X-ray diffraction analysis as 7b.
IR investigation after the final reaction step: 
Refinement details X-ray structure determination of [K(18-crown-6)][4a]
Single crystals (yellow blocks) were obtained by slow diffusion of diethyl ether into a pyridine solution of the crude reaction mixture. The X-ray data of a single crystal with the approximate dimensions of 0.10×0.12×0.2 mm was obtained at 150 K using an Oxford Diffraction Supernova dual-source diffractometer equipped with a 135 mm Atlas CCD area detector (Cu K α radiation).
Crystal data and refinement details: M (C 38 H 
Comparison of data for P-spiro anions [5a -d] 
5a: R = Dipp; 5b: R = Ph; 5c: R = Cy; 5d: R = n Bu. A better explanation can be rationalised by looking at the electronics of the system. The major resonance structure deduced in the paper spectroscopically and computationally is the one shown above, with formal negative charges on the O atoms and a positive charge on the P atom. This resonance form would be better stabilised by a smaller cation that can get close to the anionic oxygens, like a mono-solvated Na + . The K + is sequestered by 18-crown-6, and this much larger cation cannot get as close to the oxygen atoms, particularly with the sterics of the Dipp groups. This means there is less positive charge localised on the P atom, which explains the difference in 31 P chemical shift and the lower magnitudes of the coupling constants.
Computational details
The computations reported in the paper were carried out with the Gaussian 09 program package. 8 In order to decrease the computation time, the larger Dipp, Ph, n-Bu and Cy groups were replaced by methyl substituents. All structures were optimized using the B3LYP functional with the 6- 
